Content: 1) Syntheses of 3c, 3d, 3e, K[8] (R = p-Me 3 SiC 6 H 4 ; p-IC 6 H 4 ), 14c and 14d 2) Plots of the 13 C{ 1 H} NMR spectra of 3a, 3c, 3d, [4a]Br, [4c]Br, [4e]Br, 14b, 14c and 14d 3) Decomposition experiments of 3b, [4a]Br and [4b]Br in CD 3 OD and [4d]Br in CH 3 OH 4) X-ray crystal structure analyses of 3c, 3d, 3e, 3f·OEt 2 and 12a
white suspension. Stirring was continued for 12 h, the formed LiCl was removed by filtration and the filtrate was evaporated under vacuum to yield a colourless solid. Single crystals were grown by gas-phase diffusion of cyclohexane into a solution of 3c in C 6 H 6 . Yield: 27 mg (71%). 1 H NMR (400.1 MHz, C 6 D 6 ):  = 7. 99-7.93 (2 H, m, H-3,6), 7.32-7.28 (2 H, m, H-4,5), 5.19 (2 H, s, pzH-4) 
Synthesis of 3d.
A solution of 3,5-di(tert-butyl)pyrazole (47 mg, 0.26 mmol) in Et 2 O (10 mL) was added dropwise with stirring at rt to a solution of Li 2 [7]•OEt 2 (25 mg, 0.13 mmol) in Et 2 O (10 mL); the reaction proceeds with evolution of H 2 . After 30 min, neat Me 3 SiCl (0.1 mL, 0.08 g, 0.8 mmol) was added to the clear colourless solution to give a white suspension.
Stirring was continued for 12 h, the formed LiCl was removed by filtration and the filtrate was evaporated under vacuum to yield a colourless solid. Single crystals were obtained as colourless plates by slow evaporation of a solution of 3d in Et 2 O. Yield: 51 mg (85%). 1 H NMR (500.2 MHz, C 6 D 6 ):  = 7. 81-7.77 (2 H, m, H-3,6), 7.27-7.23 (2 H, m, H-4,5), 5.88 (2 H, s, pzH-4), 5.32 (2 H, br, BH), 1.44 (36 H, s, tBu); 13 C{ 1 H} NMR (125.8 MHz, C 6 D 6 ): 
Synthesis of 3e.
A Schlenk flask was charged with Li 2 [7]•OEt 2 (40 mg, 0.21 mmol) and 3,5bis(trifluoromethyl)pyrazole (85 mg, 0.42 mmol). Et 2 O (10 mL) was added at rt with stirring, whereupon vigorous gas evolution (H 2 ) was observed, which lasted for approximately 2 min.
After 30 min, neat Me 3 SiCl (0.1 mL, 0.08 g, 0.8 mmol) was added to the colourless solution to give a white suspension. Stirring was continued for 15 h, the formed LiCl was removed by S3 filtration and the filtrate was evaporated under vacuum to yield a colourless solid. Single crystals were obtained as colourless plates by slow evaporation of a solution of 3e in C 6 H 6 .
Yield: 80 mg (76%). (Found: C, 37.74; H, 1.59; N, 10.85. Calc. for C 16 H 8 B 2 F 12 N 4 [505.86] : C, 37.99; H, 1.59; N, 11.08%); 1 H NMR (500.2 MHz, C 6 D 6 ):  = 7. m, 6), m, 5), 5.63 (2 H, s, 4.93 (2 H, br, BH) ; 13 C{ 1 H} NMR (75.4
MHz, C 6 D 6 ):  = 137.7 (q, 2 J C,F = 42.2 Hz, pzC-3,5), 131.4 (C-3,6), 127.9 (C-4,5) 118.8 (q, 1 J C,F = 270.8 Hz, CF 3 ), 106.4 (pzC-4), n.o. (CB); 11 B{ 1 H} NMR (160.5 MHz, C 6 D 6 ):  = −3.7 (h 1/2 = 290 Hz). Step a) Synthesis of p-Me 3 SiC 6 H 4 B(NMe 2 ) 2 . Neat Me 3 SiNMe 2 (6.9 mL, 5.1 g, 44 mmol) was added dropwise with stirring at rt to a solution of p-Me 3 SiC 6 H 4 BBr 2 4S (7.0 g, 22 mmol) in toluene (10 mL); stirring was continued for 2.5 h. All volatiles were removed under reduced pressure to afford p-Me 3 SiC 6 H 4 B(NMe 2 ) 2 as a brown oil, which was used without further purification. Step b) Figure 1S : 1 H NMR monitoring study of the slow decomposition of 3b in non-dried, nondegassed CD 3 OD (note: for simplicity reasons, the decomposition product has been drawn as CD 3 OD ester, even though the corresponding boronic acid or mixed acid/ester species may well be present, too). for simplicity reasons, the decomposition product has been drawn as CD 3 OD ester, even though the corresponding boronic acid or mixed acid/ester species may well be present, too). for simplicity reasons, the decomposition products have been drawn as CD 3 OD esters, even though the corresponding boronic acid or mixed acid/ester species may well be present, too). pz(N(1))//C 6 H 4 120.9(1), pz(N(11))//C 6 H 4 119.0(1), pz(N(1))//pz(N(11)) 120.0(1); pz(N(X)) = pyrazolyl ring containing N(X). (2), pz(N(11))//pz(N(21)) 171.4(1), Ar(C(31))//Ar(C(41)) 70.91(9); pz(N(X)) = pyrazolyl ring containing N(X); Ar(C(X)) = aryl ring containing C(X); COG(Ar(C(X))) = centroid of the aryl ring containing C(X). 
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